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Description
[Technical Field]
[0001] The present invention relates to a method for oligomerizing olefins.
[Background Art]

[0002] Ethylene is a raw material used as a basic material in the chemical industry to such an extent that its production
and consumption are considered as indicators of the chemical industry scale of a country. Typically, ethylene has been
used as a monomer for preparing polymers such as polyethylene, and the like. In some cases, linear alpha olefins (LAOs)
having an approximately C4-C40 carbon length (or chain) are prepared by adjusting a degree of polymerization of
ethylene, and thus are used to prepare a variety of chemicals.

[0003] The reason why an LAO preparation technique is important is that LAO is a chemical that does not contain
sulfur and nitrogen derived from crude oil. Typically, since crude oil contains impurities such as sulfur and nitrogen
components in amounts of several percent by weight, it is difficult to directly prepare chemicals composed of pure
hydrocarbons without such impurities.

[0004] However, ethylene resulting from a catalytic cracking reaction of crude oil may be converted into LAOs, which
are in turn converted into desired chemicals, thereby obtaining chemicals composed of pure hydrocarbons without
impurities.

[0005] An ethylene polymerization reaction is mainly carried out using a batch reactor under air-sensitive conditions
in the presence of a metallocene catalyst. Because the metallocene catalyst is a catalyst that has a very strong single
acid site, ethylene is selectively polymerized at the single acid site of the catalyst. Due to such properties, a polymer is
linearly grown at the acid site of the catalyst. As a result, olefins produced by an LAO preparation reaction have a linear
alpha-olefin structure having an even number of carbon atoms because ethylene is used as a monomer.

[0006] Linear alpha olefins produced by an LAO preparation process exhibit distinct physical properties depending
on the number of carbon atoms thereof, and chemicals prepared therefrom also have distinct physical properties de-
pending on the type of LAO source materials. For example, C4 LAOs obtained by polymerizing two ethylene monomers
are present in a gas phase, and polymers resulting from the polymerization thereof have an excessive amount of
intramolecular branches, which makes it difficult to apply to a specific product, for example, a lube base oil. Meanwhile,
even when C6 LAOs obtained by polymerizing three ethylene monomers are also converted into polymers, it is difficult
to apply such polymers to a lube base oil, and the like because the polymers have many intramolecular branches.
However, when ethylene is copolymerized with a C6 LAO, an ethylene-1-hexene copolymer having different physical
properties from conventional polyethylene may be prepared. C8 LAOs obtained by polymerizing four ethylene monomers
may be applied to a Group IV lube base oil via polymerization, and may be used to prepare a copolymer with ethylene,
as in the C6 LAOs. Also, C10-C12 LAOs are polymerized, and thus mainly used as the Group IV base oil, and C14-C16
LAOs are reacted with amine or succinic acid so that the resulting reaction products can be applied to various functional
chemicals, or can be mixed and applied to inexpensive drilling fluids, and the like. Also, C18 or more LAOs may be used
in the form of an additive or wax for lubricants.

[0007] Meanwhile, 2-ethylhexanol has been commonly used as the catalyst inactivator for suppressing side reactions
atthe rear end of the reactor after the ethylene oligomerization reaction. The 2-ethylhexanol has good catalyst inactivation
efficiency, but has a problem in that, when it is distilled at the latter part of the process, it is difficult to separate it from
certain LAO components.

[0008] As a specific example, because 2-ethylhexanol has a problem in that it is not easily phase-separated from C10
LAOs, an additional reactor is needed or severe reaction conditions are required in order to separate the C10 LAOs
from the oligomerization reaction product, resulting in increased processing costs as well as degraded separation effi-
ciency.

[0009] Accordingly, there is a need for a process for preparing a linear alpha olefin by an ethylene oligomerization
reaction capable of separating the reaction products with high separation efficiency while ensuring sufficient catalyst
inactivation after the reaction.

EP 2 354 113 A1 discloses a method for deactivation of an ethylene trimerization catalyst system. WO 2007/057458 A1
discloses a catalytic process for the oligomerization of olefinic monomers.

[Disclosure]
[Technical Problem]

[0010] An object of the present invention is to provide a method for preparing a linear alpha olefin (LAO) from olefins
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capable of preparing high-purity LAOs in an economical manner by suppressing unnecessary side reactions at the rear
end of a reactor to prepare linear alpha olefins with high purity and yield and simultaneously separate the prepared LAOs
with high separation efficiency. The invention is defined in the appended claims.

[Technical Solution]

[0011] In one general aspect, a method for oligomerizing olefins includes: introducing an oligomerization transition
metal catalyst, a cocatalyst, an olefin monomer, and a solvent to a reactor to perform an olefin oligomerization reaction;
and introducing a catalyst inactivator, which includes an oxygen-containing inorganic material in a gas phase, to a
reaction product of the oligomerization reaction.

[0012] The oxygen-containing inorganic material may be in a gas phase at 25°C and 101.325 kPa (1 atmospheric
pressure (atm)).

[0013] The oxygen-containing inorganic material may be O,, CO,, CO, H,0, NO,, SO,, or a mixture thereof.

[0014] The oxygen-containing inorganic material may be O, or CO,.

[0015] The catalyst inactivator may include 0.5 to 100% by weight of the oxygen-containing inorganic material.
[0016] The introducing of the catalyst inactivator may be performed at 80°C to 100°C.

[0017] Atfter the introducing of the catalyst inactivator, the method may further include subjecting a gel- or solid-phase
component including an inactivated catalyst to solid-liquid separation.

[0018] Afterthe introducing of the catalyst inactivator, the method may further include separating an unreacted catalyst
inactivator by distillation or adsorption.

[0019] The method may further include recirculating the reaction product, which includes an unreacted olefin monomer
in the introducing of the catalyst inactivator, to perform the oligomerization reaction.

[0020] Inthe recirculating of the reaction product, the catalyst inactivator in the reaction productincluding the unreacted
olefin monomer may be removed by adsorption.

[0021] 1-Octene may be included at 30% by weight or more, based on 100% by weight of linear alpha olefins in the
reaction product of the oligomerization reaction.

[0022] The cocatalyst may be an aluminum compound, an organoaluminoxane, an organoboron compound, or a
mixture thereof.

[0023] Anamountoftheintroduced catalystinactivator may be such an amount thatan amount of the oxygen-containing
inorganic material in the catalyst inactivator is 1 to 50 times higher than the total number of moles of aluminum, boron,
or a combination thereof in the cocatalyst based on the number of moles.

[0024] The transition metal catalyst is represented by ML1(L2),(X)q or MoX1,L15(L2),(X),, wherein M is a transition
metal, L1 is a heteroligand, L2 is an organic ligand, X and X' are each independently a halogen, p is an integer of 0 or
1 or more, q is an integer of (oxidation number of M - p), y is an integer of 2 or more, and z is an integer of (2 x oxidation
number of M) - y.

[0025] The olefin monomer may be ethylene, and oligomers may include a mixture of C4-C40 linear alpha olefins.

[Advantageous Effects]

[0026] According to the method for oligomerizing olefins according to one aspect of the present invention, linear alpha
olefins can be prepared with high purity and yield by suppressing unnecessary side reactions at the rear end of a reactor
or at the end of a reaction.

[0027] Atthe same time, process energy can also be reduced and process efficiency can be enhanced by separating
the prepared LAOs with high separation efficiency, and the LAOs having minimized impurities can be prepared.

[Description of Drawing]

[0028] FIG. 1is an exemplary schematic diagram of a plant capable of performing a method for oligomerizing olefins
according to one aspect of the present invention.

[Best Mode]

[0029] Unless particularly defined otherwise, all terms (including technical and scientific terms) used herein may be
used as the same meaning as commonly understood by one of ordinary skill in the art to which this invention belongs.
Throughout the specification, a certain part "including" a certain element signifies that the certain part may further include,
instead of excluding, another element unless particularly indicated otherwise. Also, the singular forms "a," "an," and
"the" include plural referents unless the context clearly dictates otherwise.

[0030] One aspect of the present invention provides a method for oligomerizing olefins, which includes: introducing
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an oligomerization transition metal catalyst, an olefin monomer, and a solvent and performing an olefin oligomerization
reaction to produce oligomers; and introducing a catalyst inactivator to a reaction product of the oligomerization reaction
to inactivate the catalyst, wherein the catalystinactivatoris in a gas phase at 25°C and 101.325 kPa (1 atm), and includes
an oxygen-containing inorganic material.

[0031] The method for oligomerizing olefins according to one aspect of the present invention may include introducing
a catalyst inactivator at the end of the oligomerization reaction, wherein the catalyst inactivator is in a gas phase at 25°C
and 101.325 kPa (1 atm), and may include the oxygen-containing inorganic material. Therefore, reaction selectivity of
the oligomerization reaction may be improved. The reaction selectivity of the oligomerization reaction may be evaluated
using the purity of 1-octene in the reaction product, and 1-octene is an expensive material that may be applied to Group
IV lube base oil via polymerization and may also be used to prepare a copolymer with ethylene, as in the C6 LAOs.
Therefore, the high purity of 1-octene makes it possible to achieve a high added value of the reaction.

[0032] Also, the catalyst inactivator, which is in a gas phase at 25°C and 101.325 kPa (1 atm) and includes the oxygen-
containing inorganic material, may be added, during an oligomerization reaction, to suppress side reactions that occur
unnecessarily at the rear end of the reactor or at the end of the reaction, thereby improving the yield of C4-C40 linear
alpha olefins. Also, when such a catalyst inactivator is used to separate the produced linear alpha olefin by distillation,
and the like in subsequent processes, the final yield of the produced linear alpha olefins may be further improved as a
result ofimprovement of efficiency of separation of the linear alpha olefins from the catalyst inactivator. More specifically,
the final yield of 1-octene may be improved to enhance a high added value of the entire processes.

[0033] More specifically, when the produced linear alpha olefins are separated by distillation in the subsequent proc-
esses, the catalyst inactivator that is in a gas phase at 25°C and 101.325 kPa (1 atm) may be separated from the
produced linear alpha olefins with high efficiency only by applying low process energy. In this case, the linear alpha
olefins may be separated from the catalyst inactivator with high purity.

[0034] As a result, a problem of needing an additional reactor or requiring severe reaction conditions in order to
separate desired linear alpha olefins from the catalyst inactivator, and the like in the oligomerization reaction product
may be solved. Also, separation efficiency of the linear alpha olefins may be improved to remarkably reduce process
energy and a process time.

[0035] As can be seen from Examples described below, because the boiling point of 2-ethylhexanol that has been
used as the conventional catalyst inactivator is distributed between the linear alpha olefin components to be separated,
an additional reactor (for example, an additional distillation column) is required to separate 2-ethylhexanol from the linear
alpha olefin component having a boiling point similar to the 2-ethylhexanol. As a result, an increase in plant costs,
operational costs, and maintenance costs of the process, and an increase in energy load of the entire process may be
caused, resulting in degraded economic feasibility of the process.

[0036] As a non-limiting example, the oxygen-containing inorganic material may be O,, CO,, CO, H,0O, NO,, SO,, or
a mixture thereof. Specifically, the oxygen-containing inorganic material may be O,, CO,, CO, or a mixture thereof, and
more specifically CO, and O,. Even more specifically, because CO, is a material that is generated as a byproduct or
an exhaust gas in many fields of industry, and is purchasable at a low cost, it is desirable in terms of improving the
economic feasibility of the process.

[0037] Here, the NO, may be, for example, NO, NO,, N,O, N,O3, N,O4, N,Os, or a mixture thereof, but the present
invention is not limited thereto.

[0038] The SO, may be SO,, SO, or a mixture thereof, but the present invention is not limited thereto.

[0039] In addition to the oxygen-containing inorganic material, the catalyst inactivator may further include another
inorganic material that is in a gas phase at 25°C and 101.325 kPa (1 atm). For example, the catalyst inactivator may
further include an inert gas such as N,, Ar, He, and the like. However, the catalyst inactivator of the present invention
includes the oxygen-containing inorganic material that is in a gas phase at 25°C and 101.325 kPa (1 atm), and thus may
be used without limitation as long as it does not cause other side reactions in the olefin oligomerization reaction, but the
present invention is not limited thereto.

[0040] The catalyst inactivator includes 0.5 to 100% by weight of the oxygen-containing inorganic material, and may
include the balance (by weight) of the another material that is in a gas phase at 25°C and 101.325 kPa (1 atm) and does
not cause other side reactions in the olefin oligomerization reaction. More specifically, the catalystinactivator may include
1 to 100% by weight, 2 to 50% by weight, or 3 to 30% by weight of the oxygen-containing inorganic material, but the
present invention is not particularly limited thereto.

[0041] Such inactivating of the catalyst may be performed at 50°C to 150°C, and more specifically 80°C to 100°C.
When the catalyst inactivator is introduced and the inactivation reaction is performed in this range of temperature con-
ditions, a reaction product between the catalyst inactivator and the cocatalyst is extracted as a precipitate, or a phenom-
enon in which the rear end of the reactor is plugged due to aggregation of polymer products having lots of carbon atoms
may be prevented.

[0042] The inactivation reaction may be performed at a pressure of 1.01325 bar (atmospheric pressure) to 500 bar,
specifically a pressure of 1.01325 bar (atmospheric pressure) to 100 bar, and more specifically a pressure of 1.01325
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bar (atmospheric pressure) to 80 bar, but the present invention is not limited thereto.

[0043] After the inactivating of the catalyst, the method for oligomerizing olefins according to one aspect of the present
invention may further include subjecting a gel- or solid-phase component including an inactivated catalyst to solid-liquid
separation. The catalyst and/or cocatalyst inactivated by the catalyst inactivator aggregates so that the catalyst and/or
cocatalyst can be present in a solid phase as a gel- or solid-phase aggregate in the reaction product. Such a gel- or
solid-phase aggregate may be removed by decantation or filtration.

[0044] Atfter the inactivating of the catalyst, the method for oligomerizing olefins according to one aspect of the present
invention may also further include separating an unreacted catalyst inactivator by distillation or adsorption.

[0045] This step is to separate the unreacted catalyst inactivator. In this case, the unreacted catalyst inactivator that
is in a gas phase at 25°C and 101.325 kPa (1 atm) may be easily separated from the produced linear alpha olefins.
Specifically, only low energy may be applied to separate the catalyst inactivator from the produced linear alpha olefin
with high efficiency, thereby separating high-purity linear alpha olefins with low processing costs.

[0046] Unlike 2-ethylhexanol that has been used as the conventional catalyst inactivator, the catalyst inactivator ac-
cording to this aspect also has a boiling point different from certain LAOs such as the produced C10 LAOs, and the like.
Therefore, because there is no problem of requiring an additional distillation column in order to separate 2-ethylhexanol
and certain LAOs such as the produced C10 LAOs, and the like, plant costs, operational costs, and plant maintenance
costs may be saved, thereby highly improving economic feasibility of the process.

[0047] Further, a concentration of 1-octene in the reaction product finally recovered after this step may be improved,
and the quality of the product may be improved accordingly, thereby enhancing a high added value of the entire processes.
[0048] When the unreacted catalyst inactivator is separated by distillation, a distiller is not limited to certain types of
distillers, the number of distillation column stages may be adjusted when necessary. Also, a distillation method is not
limited to certain distillation methods, and proper distillation methods may be used when necessary.

[0049] As a non-limiting example, the distiller includes a bottom reboiler and an overhead condenser, and a plurality
of distillation columns in which the number of stages is in a range of 50 to 100 may be used.

[0050] When the unreacted catalyst inactivator is separated by adsorption, an adsorption column, which is filled with
an adsorbent capable of adsorbing the oxygen-containing inorganic material that is included in the catalyst inactivator
and is in a gas phase at 25°C and 101.325 kPa (1 atm), may be used. The number of adsorption column stages may
be adjusted when necessary, but the present invention is not particularly limited thereto. As one non-limiting example
of the adsorbent, a metal oxide or zeolite adsorbent may be used as an adsorbent which may remove the oxygen-
containing inorganic material by adsorption. As a specific example, copper oxides such as CuO, Cu,0, and the like, or
zeolite 4A may be used.

[0051] Meanwhile, after the inactivating of the catalyst, the method for oligomerizing olefins according to one aspect
of the present invention may further include recirculating the reaction product including an unreacted olefin monomer to
perform the oligomerization reaction.

[0052] In this way, loss of source materials may be minimized, thereby enhancing efficiency of the process. In this
step, after the catalyst inactivator included in the reaction product during the inactivating of the catalyst is removed, the
reaction product should be recirculated.

[0053] In the method for oligomerizing olefins according to one aspect of the present invention, the catalyst inactivator
included in the reaction product during the inactivating of the catalyst may be removed using the aforementioned ad-
sorption column in this step.

[0054] In the method for oligomerizing olefins according to one aspect of the present invention, because the catalyst
inactivator is a material that is in a gas phase at 25°C and 101.325 kPa (1 atm), the catalyst inactivator may be removed
by adsorption only by passing the catalyst inactivator through an adsorption column charged with an adsorbent capable
of adsorbing the catalyst inactivator.

[0055] Accordingly, because an additional distillation process that consumes high energy to recirculate unreacted
olefins is not performed, processing costs may be greatly saved. Also, because most of the catalyst inactivator may be
removed using the adsorbent, a problem of degrading a conversion rate of reaction by the catalyst inactivator present
in a recirculation stream while recirculating the unreacted olefins may be solved.

[0056] In the present invention, the linear alpha olefins in the reaction product of the oligomerization reaction may be
C4-C40 linear alpha olefins, and more specifically C4-C30 or C4-C20 linear alpha olefins.

[0057] Even more specifically, the linear alpha olefins may include 30% by weight or more, or 50% by weight or more
of 1-octene. Because 1-octene has a wide range of applications and is expensive, 1-octene may enhance a high added
value of the olefin oligomerization process when 1-octene is included in this range as described above. Also, 1-octene
has an advantage in that, because a content of 1-octene in the linear alpha olefins is high, only 1-octene may be easily
separated with high purity even when the high-carbon linear alpha olefins are mixed with the reaction product, but the
present invention is not particularly limited thereto.

[0058] In the method for oligomerizing olefins according to one aspect of the present invention, the cocatalyst may be
further introduced when the oligomerization transition metal catalyst, the olefin monomer, and the solvent are introduced
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into the reactor to perform an olefin oligomerization reaction.

[0059] The cocatalyst may be an organoaluminum compound, an organoaluminoxane, an organoboron compound,
or a mixture thereof.

[0060] The organoaluminum compound may be an AIR3 compound (wherein R is each independently a (C1-C12)alkyl,
a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C1-C12)alkoxy, or a halogen), or LiAlH,, but the present invention is not limited
thereto.

[0061] More specifically, the organoaluminum compound may be one selected from trimethylaluminum (TMA), triethy-
laluminum (TEA), triisobutylaluminum (TIBA), tri-n-octylaluminum, methylaluminum dichloride, ethylaluminum dichloride,
dimethylaluminum chloride, diethylaluminum chloride, aluminum isopropoxide, ethylaluminum sesquichloride, and meth-
ylaluminum sesquichloride, or a mixture thereof, but the present invention is not limited thereto.

[0062] The organoaluminoxane may be an oligomer compound that may be prepared by adding water to trimethyla-
luminum, but the present invention is not limited thereto. The aluminoxane oligomer compound thus prepared may be
linear, cyclic, cage, or a mixture thereof.

[0063] Specifically, the organoaluminoxane may be selected from alkylaluminoxanes, for example, methylaluminoxane
(MAOQ), ethylaluminoxane (EAO), tetraisobutylaluminoxane (TIBAO), and isobutylaluminoxane (IBAO), as well as mod-
ified alkyl aluminoxanes, for example, modified methylaluminoxane (MMAO). The modified methyl aluminoxane (man-
ufactured by Akzo Nobel) may include a mixed alkyl group such as an isobutyl or n-octyl group in addition to a methyl
group, but the present invention is not limited thereto.

[0064] More specifically, the organoaluminoxane may be one selected from methylaluminoxane (MAO), modified
methylaluminoxane (MMAO), ethylaluminoxane (EAOQ), tetraisobutylaluminoxane (TIBAO), and isobutylaluminoxane
(IBAO), or a mixture thereof, but the present invention is not limited thereto.

[0065] The organoboron compound may be boroxine, NaBH,, triethylborane, triphenylborane, a triphenylborane am-
monia complex compound, tributylborate, triisopropylborate, tris(pentafluorophenyl)borane, trityl(tetrapentafluorophe-
nyl)borate, dimethylphenylammonium(tetrapentafluorophenyl)borate, diethylphenylammonium(tetrapentafluorophe-
nyl)borate, methyldiphenylammonium(tetrapentafluorophenyl)borate, or ethyldiphenylammonium(tetrapentafluorophe-
nyl)borate, and these organoboron compounds may be used as a mixture with the organoaluminum compound or the
organoaluminoxane, but the present invention is not limited thereto.

[0066] In the introducing of the catalyst inactivator to inactivate the catalyst, an amount of the introduced catalyst
inactivator may be such an amount that an amount of the oxygen-containing inorganic material in the catalyst inactivator
is 1.5 to 20 times higher than the total number of moles of aluminum, boron, or a combination thereof in the cocatalyst
based on the number of moles. When the catalyst inactivator is introduced in this range, sufficient inactivation of the
catalystmay occur, and the catalystinactivator may be easily separated from the linear alpha olefins in the oligomerization
reaction product, but the present invention is not particularly limited thereto. More specifically, The amount of the intro-
duced catalyst inactivator may be such an amount that an amount of the oxygen-containing inorganic material in the
catalyst inactivator is 1.5 times to 10 times, 2 times to 8 times, or 3 times to 7 times higher than the total number of
moles of aluminum, boron, or a combination thereof in the cocatalyst based on the number of moles.

[0067] The method for oligomerizing olefins according to one aspect of the present invention may be performed in a
plant including any type of a reactor. FIG. 1 is an exemplary schematic diagram of a plant capable of performing a
method for oligomerizing olefins according to one aspect of the present invention. Hereinafter, the method for oligomer-
izing olefins according to one aspect of the present invention will be described in further detail with reference to FIG. 1.
However, it should be understood that the present invention is not limited to FIG. 1, and may be freely modified and put
into practice by those skilled in the art without departing from the technical scope of the present invention.

[0068] A plant may include a reactor 10 configured to perform oligomerization, a feed line 30 configured to feed an
olefin and a catalyst composition into the reactor 10, an outlet line 40 configured to allow an oligomerization reaction
product to flow out of the reactor 10, a catalyst inactivator feed line 50 configured to introduce a catalyst inactivator
through the outlet line 40, a distiller 20 configured to separate the oligomerization reaction product, a recirculation line
60 configured to recirculate unreacted olefins in an effluent discharged through the outlet line 40, and an adsorption
column 70 configured to remove the catalyst inactivator from a mixture containing the recirculated unreacted olefins. In
this case, the catalyst composition is an olefin oligomerization catalyst composition disclosed in the present invention,
and may include a transition metal source and a heteroatom ligand, or an oligomerization transition metal catalyst/co-
catalyst prepared therefrom.

[0069] The reactor 10 may include a batch-type reactor, a semibatch-type reactor, and a continuous reactor, but the
present invention is not limited thereto.

[0070] The distiller 20 is not limited to certain types of distillers, and the number of distillation column stages may be
adjusted when necessary. Also, a distillation method is not limited to certain distillation methods, and proper distillation
methods may be used when necessary. By way of example, the distiller 20 includes a bottom reboiler (BTM reboiler)
and an overhead condenser (OVHD condenser), and a plurality of distillation columns in which the number of stages is
in a range of 50 to 100 may be used.
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[0071] An adsorption column, which is filled with an adsorbent capable of adsorbing an oxygen-containing inorganic
material that is included in the catalyst inactivator and is in a gas phase at 25°C and 101.325 kPa (1 atm), may be used
as the adsorption column 70. The number of adsorption columns may be adjusted when necessary, but the present
invention is not particularly limited thereto. As a non-limiting example of the adsorbent, a metal oxide or zeolite adsorbent
may be used as an adsorbent which may remove the oxygen-containing inorganic material by adsorption. As a specific
example, copper oxides such as CuO, Cu,0, and the like, or zeolite 4A may be used.

[0072] The catalyst composition may include a transition metal source and a heteroatom ligand, or an oligomerization
transition metal catalyst and cocatalyst prepared therefrom as an oligomerization transition metal catalyst.

[0073] In the method for oligomerizing olefins according to one aspect of the present invention, the olefin monomer
may be ethylene, and the oligomers may include a mixture of C4-C40 linear alpha olefins, but the present invention is
not particularly limited thereto.

[0074] Inthe method foroligomerizing olefins according to one aspect of the presentinvention, when the oligomerization
transition metal catalyst, the olefin monomer, and the solvent are introduced into the reactor, the solvent may be an inert
solvent. That is, any inert solvent that does not react with the oligomerization transition metal catalyst, the cocatalyst,
and the catalyst inactivator may be used as the solvent, and the inert solvent may include an aliphatic hydrocarbon. The
aliphatic hydrocarbon includes saturated aliphatic hydrocarbons, that is, a linear saturated aliphatic hydrocarbon repre-
sented by C,H,,,» (Wherein n is an integer ranging from 1 to 15), an alicyclically saturated aliphatic hydrocarbon rep-
resented by C,H,,, (Wherein m is an integer ranging from 3 to 8), and a saturated aliphatic hydrocarbon substituted
with one or two or more lower alkyl groups having 1 to 3 carbon atoms. Examples of the solvent specifically listed herein
may include one or more selected from hexane, heptane, octane, nonene, decane, undecane, dodecane, tetradecane,
2,2-dimethylpentane, 2,3-dimethylpentane, 2,4-dimethylpentane, 3,3-dimethylpentane, 2,2,4-trimethylpentane, 2,3,4-
trimethylpentane, 2-methylhexane, 3-methylhexane, 2,2-dimethylhexane, 2,4-dimethylhexane, 2,5-dimethylhexane, 3,4-
dimethylhexane, 2-methylheptane, 4-methylheptane, cyclohexane, methylcyclohexane, ethylcyclohexane, isopropylcy-
clohexane, 1,4-dimethylcyclohexane, and 1,2,4-trimethylcyclohexane, but the present invention is not limited thereto.
[0075] Also,inthe method for oligomerizing olefins according to one aspect of the presentinvention, the oligomerization
reaction may be performed at a reaction temperature, for example, a temperature of 0 to 200°C, specifically a temperature
of 15 to 130°C, and even more specifically a temperature of 40 to 100°C, but the present invention is not limited thereto.
Also, the oligomerization reaction may be performed at a reaction pressure, for example, a pressure of 1.01325 bar
(atmospheric pressure) to 500 bar, specifically a pressure of 1.01325 bar (atmospheric pressure) to 100 bar, and more
specifically a pressure of 1.01325 bar (atmospheric pressure) to 80 bar, but the present invention is not limited thereto.
[0076] Hereinafter, an olefin oligomerization catalyst of the present invention will be described in detail. However, it
should be understood that the oligomerization catalyst of the present invention is not particularly limited thereto.
[0077] The olefin oligomerization catalyst may be directly prepared and used, or commercially available oligomerization
catalysts may be used herein. Also, components that may be used to prepare an oligomerization catalyst, that is, a
transition metal source and a heteroatom ligand may be used.

[0078] The transition metal source according to one aspect of the present invention may be an inorganic transition
metal salt, an organic transition metal salt, a transition metal coordination compound, or a complex of the transition metal
with an organic metal, and a transition metal of the transition metal source may be a Group 1V, V or VI transition metal,
and specifically chromium, molybdenum, tungsten, titanium, tantalum, vanadium, or zirconium, and preferably chromium.
[0079] By way of example, a transition metal of the transition metal source may be bound with various organic ligands,
and such organic ligands may be selected from the following structures.




10

15

20

25

30

35

40

45

50

55

EP 3 718 992 B1
(wherein R41to R45 are each independently a hydrocarbyl, a substituted hydrocarbyl, a heterohydrocarbyl, or a substituted

heterohydrocarbyl).
[0080] The organic ligand may be preferably an acetylacetonato-based ligand represented by the following Formula 2:

[Formula 2]

(wherein R46 to R48 are each independently hydrogen, a halogen, a (C6-C20)aryl, a (C6-C20)ar(C1-C10)alkyl, a
(C1-C10)alkyl, a halo(C1-C10)alkyl, a (C6-C20)ar(C2-C10)alkenyl, a (C2-C10)alkenyl, a (C6-C20)ar(C2-C10)alky-
nyl, a (C2-C10)alkynyl, a (C1-C10)alkoxy, a (C6-C20)aryloxy, a (C1-C10)alkylcarbonyloxy, a (C2-C10)alkenylcar-
bonyloxy, a (C2-C10)alkynylcarbonyloxy, a (C3-C7)cycloalkyl, a (C1-C10)alkylsilyl, a (C2-C10)alkenylsilyl, a (C2-
C10)alkynylsilyl substituted with fluorine, a (C6-C20)arylsilyl, a (C3-C20)heteroaryl, or a 5- to 7-membered hetero-
cycloalkyl; and

the aryl, the aralkyl, the alkyl, the aralkenyl, the alkenyl, the aralkynyl, the alkynyl, the alkoxy, the aryloxy, the
cycloalkyl, the heteroaryl, and the heterocycloalkyl of R46 to R48 may be further substituted with one or more selected
from a (C1-C10)alkyl, a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C1-C10)alkoxy, a (C6-C20)aryl, a (C6-C20)aryloxy,
and a halogen).

[0081] Preferably, R46 and R47 in Formula 2 may be each independently hydrogen, a halogen or a halo(C1-C10)alkyl,
and R48 may be hydrogen or a (C1-C10)alkyl.

[0082] Theacetylacetonato-based ligand of Formula 2 according to one exemplary embodiment ofthe presentinvention
may be selected from the following structures, but the present invention is not limited thereto.

[0083] When the transition metal as one specific example of the transition metal source is chromium, the transition
metal may include one or two or more selected from chromium(lll) acetylacetonate, chromium(lll) chloride, chromium(lll)
naphthenate, chromium(lll) 2-ethylhexanoate, chromium(lll) acetate, chromium(lll) 2,2,6,6-tetramethylheptadionate,
chromium(lll) octanoate, and chromium hexacarbonyl. Preferably, the transition metal may be chromium(lll) acetylac-
etonate or chromium(lll) chloride.

[0084] Preferably, the heteroatom ligand according to one exemplary embodiment of the present invention may be
(R),B-C-D(R),, (wherein B and D are independently any one selected from phosphorus, arsenic, antimony, oxygen,
bismuth, sulfur, selenium, and nitrogen, C is a linking group between B and D, R is the same as or different from each
other, and is each independently selected from a hydrocarbyl group, a heterohydrocarbyl group, a substituted hydrocarbyl
group, and a substituted heterohydrocarbyl group, n and m each may be determined from the valence and oxidation
state of either B or D, respectively, B and D are preferably independently phosphorus, C may be a linking group between
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B and D, that is, alkylene or N(R’) (wherein R’ is an alkyl), R is the same as or different from each other, and is each
independently selected from a hydrocarbyl group, a heterohydrocarbyl group, a substituted hydrocarbyl group, and a
substituted heterohydrocarbyl group, and n and m each may be determined from the valence and oxidation state of
either B or D, respectively).

[0085] The heteroatom ligand according to the present invention has a P-C-C-P backbone structure represented by
the following Formula 3. Disclosed herein is further a P-N-P backbone structure represented by the following Formula 4 :

[Formula 3]

\

R51 RSE
RS ¥

55
R *P\
R53 R.‘M

[Formula 4]

wherein R51 to R54 are each independently a hydrocarbyl, a substituted hydrocarbyl, a heterohydrocarbyl, or a
substituted heterohydrocarbyl;

R%5 and R56 are each independently a hydrocarbyl or a substituted hydrocarbyl, or R55 and R% may be taken
together via hydrocarbylene, substituted hydrocarbylene, heterohydrocarbylene, or substituted heterohydrocarb-
ylene to form a ring.

R51to R54in Formulas 3 and 4 are each independently a (C6-C20)aryl, a (C6-C20)ar(C1-C10)alkyl, a (C6-C20)ar(C2-
C10)alkenyl, a (C6-C20)ar(C2-C10)alkynyl, a (C1-C10)alkyl, a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C1-
C10)alkoxy, a (C6-C20)aryloxy, a (C1-C10)alkoxycarbonyl, a (C1-C10)alkylcarbonyloxy, a (C2-C10)alkenylcarbo-
nyloxy, a (C2-C10)alkynylcarbonyloxy, an aminocarbonyl, a (C1-C10)alkylcarbonylamino, a (C2-C10)alkenylcarb-
onylamino, a (C2-C10)alkynylcarbonylamino, a (C3-C7)cycloalkyl, a thio(C1-C10)alkyl, a thio(C2-C10)alkenyl, a
thio(C2-C10)alkynyl, a (C1-C10)alkylsilyl, a (C2-C10)alkenylsilyl, a (C2-C10)alkynylsilyl, a (C6-C20)arylsilyl, a (C3-
C20)heteroaryl, a 5- to 7-membered heterocycloalkyl, or - NR61R62, wherein R61 and R62 are each independently
a (C1-C10)alkyl, a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C6-C20)aryl, a di(C1-C10)alkylamino, a di(C2-C10)alke-
nylamino, or a di(C2-C10)alkynylamino;

R%5 and R%6 are each independently a (C6-C20)aryl, a (C6-C20)ar(C1-C10)alkyl, a (C6-C20)ar(C2-C10)alkenyl, a
(C6-C20)ar(C2-C10)alkynyl, a (C1-C10)alkyl, a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C3-C7)cycloalkyl, a (C3-
C20)heteroaryl, a 5- to 7-membered heterocycloalkyl, a (C1-C10)alkoxy, a (C6-C20)aryloxy, a (C1-C10)alkoxycar-
bonyl, a (C1-C10)alkylcarbonyloxy, a (C2-C10)alkenylcarbonyloxy, a (C2-C10)alkynylcarbonyloxy, an aminocarb-
onyl, a (C1-C10)alkylcarbonylamino, a (C2-C10)alkenylcarbonylamino, a (C2-C10)alkynylcarbonylamino, a di(C1-
C10)alkylamino, a di(C2-C10)alkenylamino, a di(C2-C10)alkynylamino, a (C1-C10)alkylsilyl, a (C2-C10)alkenylsilyl,
a (C2-C10)alkynylsilyl, or a (C6-C20)arylsilyl, or R55 and R3¢ may be taken together via a (C3-C10)alkylene or a
(C3-C10)alkenylene to form a ring; and

the aryl, the aralkyl, the aralkenyl, the aralkynyl, the alkyl, the alkenyl, the alkoxy, the aryloxy, the alkoxycarbonyl,
the alkylcarbonyloxy, the alkenylcarbonyloxy, the alkynylcarbonyloxy, the cycloalkyl, the heteroaryl, or the hetero-
cycloalkyl of R31 to R%4, and the aryl, the aralkyl, the aralkenyl, the aralkynyl, the alkyl, the alkenyl, the cycloalkyl,
the heteroaryl, the heterocycloalkyl, the alkoxy, the aryloxy, the alkoxycarbonyl, the alkylcarbonyloxy, the alkenyl-
carbonyloxy, the alkynylcarbonyloxy, the aminocarbonyl, the alkylcarbonylamino, the alkenylcarbonylamino, the
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alkynylcarbonylamino, the dialkylamino, the dialkenylamino, the dialkynylamino, the alkylsilyl, the alkenylsilyl, the
alkynylsilyl, or the arylsilyl of R%% and R%¢ may be further substituted with one or more selected from a (C1-C10)alkyl,
a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C1-C10)alkoxy, a (C6-C20)aryloxy, a di(C1-C10)alkylamino, a di(C2-
C10)alkenylamino, a di(C2-C10)alkynylamino, and a halogen.

[0086] Preferably, R51to R54 in Formulas 3 and 4 may be each independently a (C6-C20)aryl; and

R55 and R may be each independently a (C1-C10)alkyl.

[0087] Specifically, in Formulas 3 and 4, R5' to R54 are each independently phenyl, benzyl, biphenyl, naphthyl, an-
thracenyl, mesityl, xylyl, methyl, ethyl, ethenyl, ethinyl, n-propyl, i-propyl, propenyl, propynyl, n-butyl, t-butyl, butenyl,
butynyl, methylphenyl, ethylphenyl, methoxyphenyl, ethoxyphenyl, isopropylphenyl, isopropoxyphenyl, t-butylphenyl,
cumyl, methoxy, ethoxy, phenoxy, tolyloxy, dimethylaminophenyl, cyclopropyl, cyclobutyl, cyclopentyl, cyclohexyl, meth-
ylcyclohexyl, ethylcyclohexyl, isopropylcyclohexyl, dimethylamino, thiomethyl, trimethylsilyl, or dimethylhydrazyl;

R55 and R56 are each independently methyl, ethyl, ethenyl, ethinyl, n-propyl, i-propyl, propenyl, propynyl, n-butyl, t-butyl,
i-butyl, butenyl, butynyl, phenyl, benzyl, tolyl, xylyl, methoxy, ethoxy, phenoxy, methylamino, or dimethylamino, or R°
and R56 may be taken together via propylene, butylene, pentylene, or butenylene to form a 5-to 7-membered ring.
[0088] The ligand having the P-C-C-P backbone structure of Formula 3 may be selected from (phenyl),P-CH(me-
thyl)CH(methyl)-P(phenyl),, (4-methoxyphenyl),P-CH(methyl)CH(methyl)-P(4-methoxyphenyl),, (4-methylphenyl),P-
CH(methyl)CH(methyl)-P(4-methylphenyl),, (4-ethylphenyl),P-CH(methyl)CH(methyl)-P(phenyl),, (2-ethylphenyl),P-
CH(methyl)CH(methyl)-P(2-ethylphenyl),, (2-isopropylphenyl),P-CH(methyl)CH(methyl)P-(2-isopropylphenyl),, (2-
methylphenyl),P-CH(methyl)CH(methyl)P-(2-methylphenyl),, (2-ethylphenyl),P-CH(methyl)CH(methyl)-P(phenyl),, (3-
methoxyphenyl),P-CH(methyl)CH(methyl)-P(3-methoxyphenyl),, (4-ethoxyphenyl),P-CH(methyl)CH(methyl)-P(2-
ethoxyphenyl),, (4-dimethylaminophenyl),P-CH(methyl)CH(methyl)-P(4-dimethylaminophenyl),, (4-ethylcy-
clohexyl),P-CH(methyl)CH(methyl)-P(4-ethylcyclohexyl),, (2-methoxyphenyl),P-CH(methyl)CH(methyl)-P(2-methoxy-
phenyl),, (2-ethoxyphenyl),P-CH(methyl)CH(methyl)-P(2-ethoxyphenyl),, (2-dimethylaminophenyl),P-CH(me-
thyl)CH(methyl)-P(2-dimethylaminophenyl),, (2-ethylcyclohexyl),P-CH(methyl)CH(methyl)-P(2-ethylcyclohexyl),, (4-
ethylphenyl),P-CH(ethyl)CH(methyl)-P(4-ethylphenyl),, (4-methoxyphenyl),P-CH(ethyl)CH(methyl)-P(phenyl),, (2-
ethylphenyl),P-CH(ethyl)CH(methyl)-P(2-ethylphenyl),, (4-ethylphenyl),P-CH(ethyl)CH(ethyl)-P(4-ethylphenyl),, (phe-
nyl),P-CH(ethyl)CH(ethyl)-P(phenyl),, (2-ethylphenyl),P-CH(ethyl)CH(ethyl)-P(2-ethylphenyl),, (phenyl),P-CH(isopro-
pyl)CH(methyl)-P(phenyl),, (4-methoxyphenyl),P-CH(isopropyl)CH(methyl)-P(4-methoxyphenyl),, (4-ethylphenyl),P-
CH(isopropyl)CH(methyl)-P(4-ethylphenyl),,  (2-ethylphenyl),P-CH(isopropyl)CH(methyl)-P(2-ethylphenyl),,  (phe-
nyl),P-CH(n-propyl)CH(methyl)-P(phenyl),, (4-methoxyphenyl),P-CH(n-propyl)CH(methyl)-P(4-methoxyphenyl),, (4-
ethylphenyl),P-CH(n-propyl)CH(methyl)-P(4-ethylphenyl),, (2-ethylphenyl),P-CH(n-propyl)CH(methyl)-P(2-ethylphe-
nyl),, (phenyl),P-CH(isopropyl)CH(ethyl)-P(phenyl),, (4-methoxyphenyl),P-CH(isopropyl)CH(ethyl)-P(4-methoxyphe-
nyl),, (4-ethylphenyl),P-CH(isopropyl)CH(ethyl)-P(4-ethylphenyl),, (2-ethylphenyl),P-CH(isopropyl)CH(ethyl)-P(2-
ethylphenyl),, 1,2-di-(P(phenyl),)cyclohexane, 1,2-di-(P(4-methoxyphenyl),)cyclohexane, 1,2-di-(P(4-ethylphenyl),)cy-
clohexane, 1,2-di-(P(2-ethylphenyl),)cyclohexane, 1,2-di-(P(phenyl),)cyclopentane, 1,2-di-(P(4-methoxyphenyl),)cy-
clopentane, 1,2-di-(P(4-ethylphenyl),)cyclopentane, 1,2-di-(P(2-ethylphenyl),)cyclopentane, (4-ethylphenyl),P-
CH(dimethylamino)CH(dimethylamino)-P(4-ethylphenyl),, and (2-ethylphenyl),P-CH(dimethylamino)CH(dimethylami-
no)-P(2-ethylphenyl),, but the present invention is not limited thereto.

[0089] The ligand having the P-N-P backbone structure of Formula 4 may be selected from (phenyl),PN(methyl)P(phe-
nyl),, (phenyl),PN(pentyl)P(phenyl),, (phenyl),PN(phenyl)P(phenyl),, (phenyl),PN(p-methoxyphenyl)P(phenyl),, (phe-
nyl),PN(p-tbutylphenyl)P(phenyl),, (phenyl),PN((CH,)s-N-morpholine)P(phenyl),, (phenyl),PN(Si(CH3);)P(phenyl),,
(((phenyl)oP)oNCH,CH5)N,  (ethyl),PN(methyl)P(ethyl),, (ethyl),PN(isopropyl)P(phenyl),, (ethyl)(phenyl)PN(me-
thyl)P(ethyl)(phenyl), (ethyl)(phenyl)PN(isopropyl)P(phenyl),, (phenyl),P(=Se)N(isopropyl)P(phenyl),, (phe-
nyl),PCH,CH,P(phenyl),, (o-ethylphenyl)(phenyl)PN(isopropyl)P(phenyl),, (o-methylphenyl);PN(isopropyl)P(o-meth-
ylphenyl)(phenyl), (phenyl),PN(benzyl)P(phenyl),, (phenyl),PN(1-cyclohexylethyl)P(phenyl),, (phe-
nyl),PN[CH,CH,CH,Si(OMe5)]P(phenyl),, (phenyl),PN(cyclohexyl)P(phenyl),, (phenyl),PN(2-methylcy-
clohexyl)P(phenyl),,  (phenyl),PN(allyl)P(phenyl),, (2-naphthyl),PN(methyl)P(2-naphthyl),, (p-biphenyl),PN(me-
thyl)P(p-biphenyl),, (p-methylphenyl),PN(methyl)P(p-methylphenyl),, (2-thiophenyl),PN(methyl)P(2-thiophenyl),, (phe-
nyl),PN(methyl)N(methyl)P(phenyl),, (m-methylphenyl),PN(methyl)P(m-methylphenyl),, (phenyl),PN(isopropy!)P(phe-
nyl),, and (phenyl),P(=S)N(isopropyl)P(phenyl),, but the present invention is not limited thereto.

[0090] The heteroatom ligand constituting the olefin oligomerization catalyst according to the present invention may
be prepared using various methods known to those skilled in the art.

[0091] The olefin oligomerization catalyst according to the present invention is mononuclear or binuclear. Specifically,
the olefin oligomerization catalyst is represented by ML'(L2),(X)q or MoX1,L15(L2),(X),, wherein M is a transition metal,
L' is a heteroligand, L2 is an organic ligand, X and X! are each independently a halogen, p is an integer of 0 or 1 or
more, q is an integer of (oxidation number of M - p), y is an integer of 2 or more, and z is an integer of (2 x oxidation
number of M) - y.

1"



EP 3 718 992 B1

[0092] Preferably, the oligomerization catalyst according to one exemplary embodiment of the present invention may
be represented by the following Formula 5 or 6, but the present invention is not limited thereto:
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[Formula 5]

RS?
I \ R‘ﬂi
5

Rss Rs.s Jea

[Formula 6]

R52
REE-—N }R“”
Rss Rsa €X}sa

(wherein R46 to R48 are each independently hydrogen, a halogen, a (C6-C20)aryl, a (C6-C20)ar(C1-C10)alkyl, a
(C1-C10)alkyl, a halo(C1-C10)alkyl, a (C6-C20)ar(C2-C10)alkenyl, a (C2-C10)alkenyl, a (C6-C20)ar(C2-C10)alky-
nyl, a (C2-C10)alkynyl, a (C1-C10)alkoxy, a (C6-C20)aryloxy, a (C1-C10)alkylcarbonyloxy, a (C2-C10)alkenylcar-
bonyloxy, a (C2-C10)alkynylcarbonyloxy, a (C3-C7)cycloalkyl, a (C1-C10)alkylsilyl, a (C2-C10)alkenylsilyl, a (C2-
C10)alkynylsilyl, a (C6-C20)arylsilyl, a (C3-C20)heteroaryl, or a 5- to 7-membered heterocycloalkyl;

the aryl, the aralkyl, the alkyl, the aralkenyl, the alkenyl, the aralkynyl, the alkynyl, the alkoxy, the aryloxy, the
cycloalkyl, the heteroaryl, and the heterocycloalkyl of R46, R47, and R48 may be further substituted with one or more
selected from a (C1-C10)alkyl, a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C1-C10)alkoxy, a (C6-C20)aryl, a (C6-
C20)aryloxy, and a halogen;

R51 to R54 are each independently a (C6-C20)aryl, a (C6-C20)ar(C1-C10)alkyl, a (C6-C20)ar(C2-C10)alkenyl, a
(C6-C20)ar(C2-C10)alkynyl, a (C1-C10)alkyl, a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C1-C10)alkoxy, a (C6-
C20)aryloxy, a (C1-C10)alkoxycarbonyl, a (C1-C10)alkylcarbonyloxy, a (C2-C10)alkenylcarbonyloxy, a (C2-
C10)alkynylcarbonyloxy, an aminocarbonyl, a (C1-C10)alkylcarbonylamino, a (C2-C10)alkenylcarbonylamino, a
(C2-C10)alkynylcarbonylamino, a (C3-C7)cycloalkyl, a thio(C1-C10)alkyl, a thio(C2-C10)alkenyl, a thio(C2-
C10)alkynyl, a (C1-C10)alkylsilyl, a (C2-C10)alkenylsilyl, a (C2-C10)alkynylsilyl, a (C6-C20)arylsilyl, a (C3-C20)het-
eroaryl, a 5- to 7-membered heterocycloalkyl, or - NR2'R22, wherein R2! and R22 are each independently a (C1-
C10)alkyl, a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C6-C20)aryl, a di(C1-C10)alkylamino, a di(C2-C10)alkenylami-
no, or a di(C2-C10)alkynylamino;

R55 and R56 are each independently a (C6-C20)aryl, a (C6-C20)ar(C1-C10)alkyl, a (C6-C20)ar(C2-C10)alkenyl, a
(C6-C20)ar(C2-C10)alkynyl, a (C1-C10)alkyl, a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C3-C7)cycloalkyl, a (C3-
C20)heteroaryl, a 5- to 7-membered heterocycloalkyl, a (C1-C10)alkoxy, a (C6-C20)aryloxy, a (C1-C10)alkoxycar-
bonyl, a (C1-C10)alkylcarbonyloxy, a (C2-C10)alkenylcarbonyloxy, a (C2-C10)alkynylcarbonyloxy, an aminocarb-
onyl, a (C1-C10)alkylcarbonylamino, a (C2-C10)alkenylcarbonylamino, a (C2-C10)alkynylcarbonylamino, a di(C1-
C10)alkylamino, a di(C2-C10)alkenylamino, a di(C2-C10)alkynylamino, a (C1-C10)alkylsilyl, a (C2-C10)alkenylsilyl,
a (C2-C10)alkynylsilyl, or a (C6-C20)arylsilyl, or R45 and R46 may be taken together via a (C3-C10)alkylene or a
(C3-C10)alkenylene to form a ring;

the aryl, the aralkyl, the aralkenyl, the aralkynyl, the alkyl, the alkenyl, the alkoxy, the aryloxy, the alkoxycarbonyl,
the alkylcarbonyloxy, the alkenylcarbonyloxy, the alkynylcarbonyloxy, the cycloalkyl, the heteroaryl, or the hetero-
cycloalkyl of R51 to R%, and the aryl, the aralkyl, the aralkenyl, the aralkynyl, the alkyl, the alkenyl, the cycloalkyl,
the heteroaryl, the heterocycloalkyl, the alkoxy, the aryloxy, the alkoxycarbonyl, the alkylcarbonyloxy, the alkenyl-
carbonyloxy, the alkynylcarbonyloxy, the aminocarbonyl, the alkylcarbonylamino, the alkenylcarbonylamino, the
alkynylcarbonylamino, the dialkylamino, the dialkenylamino, the dialkynylamino, the alkylsilyl, the alkenylsilyl, the

12



10

15

20

25

30

35

40

45

50

55

EP 3 718 992 B1

alkynylsilyl, or the arylsilyl of R55 and R56 may be further substituted with one or more selected from a (C1-C10)alkyl,
a (C2-C10)alkenyl, a (C2-C10)alkynyl, a (C1-C10)alkoxy, a (C6-C20)aryloxy, a di(C1-C10)alkylamino, a di(C2-
C10)alkenylamino, a di(C2-C10)alkynylamino, and a halogen;

X is a halogen; and

ais an integer of 0 or ranging from 1 to 3, b and c are each independently an integer of 1 or 2).

[0093] Preferably, the oligomerization catalyst may be compound in which R46 to R48 in Formulas 5 and 6 are each
independently hydrogen, a (C1-C10)alkyl, or a halo(C1-C10)alkyl; R51 to R% are each independently a (C6-C20)aryl;
R%5 and R% may be each independently a (C1-C10)alkyl, or a compound in which R%1 to R%4 are each independently
a (C6-C20)aryl; and R35 and R56 are each independently a (C1-C10)alkyl, and a is 0.

[0094] Hereinafter, preferred examples and comparative examples of the presentinvention will be described. However,
it should be understood that the following examples are merely preferred examples of the present invention, and are
not intended to limit the present invention, which is defined by the appended claims.

[Preparation Example]

[0095] As a catalyst for ethylene oligomerization, bis-[(S,S)-(phenyl),PCH(methyl)CH(methyl)P(phenyl),dichloride(j-
chloride) chromium] (5.3 wmol-Cr) was prepared according to the following method.

[0096] 2.1 mg (5.3 umol) of chromium(lll) trichloride tetrahydrofuran (CrCl5(THF),) was dissolved in 1 mL of methane
dichloride, and a solution obtained by dissolving 2.4 mg (5.6 umol) of an (S,S)-(phenyl),PCH(methyl)CH(methyl)P(phe-
nyl), ligand compound in 1 mL of methane dichloride was slowly added to the resulting solution, and reacted for 60
minutes. Thereafter, the resulting mixture was further stirred for 5 minutes, and 1.3 mg (5.6 umol) of sodium hexafluor-
oacetylacetonate was then slowly added to the mixture. Then, the reaction product was further stirred for 3 hours, and
then filtered using a 0.2 um syringe filter. The resulting filtrate was dried under vacuum to remove volatile matters,
thereby obtaining dried dark green solids, which were then used as the oligomerization catalysts of Examples and
Comparative Examples as will be described below.

[0097] This catalyst is a catalyst having very excellent ethylene oligomerization reaction activity and selectivity, and
may be identified more clearly with reference to Korean Patent Application No. 10-2016-0065709.

[Example 1]

[0098] A 2,000 mL stainless steel pressure reactor was washed with nitrogen under vacuum, and 1 L of methylcy-
clohexane (MCH) was then put into the reactor. Modified methylaluminoxane (m-MAO3A, Akzo Nobel, 18% by weight
in heptane) (1.57g, 4 mmol) as a cocatalyst was sequentially put into the reactor, and a temperature of the reactor was
then increased to 60°C. Thereafter, 3.1 mg of bis-[(S,S)-(phenyl),PCH(methyl)CH(methyl)P(phenyl),dichloride(u-chlo-
ride)chromium] (5.3 wmol-Cr) prepared in Preparation Example was put into the reactor, and the reactor was then filled
with ethylene until the pressure in the reactor reached 20 bar. Then, ethylene was continuously fed to the reactor while
maintaining the pressure in the reactor, and an oligomerization reaction was performed while stirring at 250 rpm for 2
hours. Subsequently, the stirring was stopped, all the gas-phase ethylene in the reactor was discharged, and the tem-
perature of the reactor was lowered to 10°C.

[0099] Next, CO, gas serving as the catalyst inactivator was added at a pressure of 1 bar for 10 minutes using a dip
tube to bubble a reaction solution, and the reaction was then stopped. Thereafter, the reaction product was filtered and
separated. Then, 20 mL of the filtered product was dried at 100°C for an hour in a separate flask, and then subjected
to GC-FID analysis using heptane as the internal standard, and the purity of 1-octene was confirmed. The results are
summarized in the following Table 1. The amount (based on the number of moles) of CO, introduced was 5 times higher
than the total number of moles of aluminum in the cocatalyst.

[Example 2]

[0100] A reaction product was obtained in the same manner as in Example 1, except that CO gas was used instead
of the CO, gas. 20 mL of the filtered product was heated to 100°C for an hour in a separate flask. GC-FID analysis was
performed using heptane as the internal standard, and a change in purity of 1-octene was confirmed. The results are
summarized in the following Table 1.

[Example 3]

[0101] A reaction product was obtained in the same manner as in Example 1, except that an O,/N, mixed gas (5%
by weight of O, and 95% by weight of N,) was used instead of the CO, gas. 20 mL of the filtered product was heated
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to 100°C for an hour in a separate flask. GC-FID analysis was performed using heptane as the internal standard, and
a change in purity of 1-octene was confirmed. The results are summarized in the following Table 1.

[Example 4]

[0102] To evaluate the separation efficiency of the produced linear alpha olefins (LAOs) according to the type of the
catalystinactivator, a process for separating a catalyst deactivator was simulated using ASPEN PLUS V8.8 (AspenTech).
Assuming that up to C20 components were also used as the product, after CO, gas serving as the catalyst inactivator
was added to a reactor effluent, compositions of a mixture flowing in the first distillation column of five distillation columns
to separate products according to the boiling points thereof were set as listed in the following Table 2. The number of
distillation column stages was set to 50. The heat duty (MMkcal/hr, 1 MMkcal = 108 kcal) of the condenser required to
separate the catalyst inactivator in the mixture at 0.1% or less, the heat duty (MMkcal/hr) required for the reheater, and
the purity of the reaction product were calculated. The results are summarized in Table 3.

[Example 5]

[0103] To confirm the purity of the reaction product and evaluate the separation efficiency of the catalyst inactivator,
a separation process was simulated in the same manner as in Example 4, except that CO gas was used as the catalyst
inactivator after the oligomerization reaction. The results are summarized in Table 3.

[Example 6]

[0104] To confirm the purity of the reaction product and evaluate the separation efficiency of the catalyst inactivator,
a separation process was simulated in the same manner as in Example 4, except that an O, (5% by weight)/N, (95%
by weight) gas was used as the catalyst inactivator after the oligomerization reaction. The results are summarized in
Table 3.

[Comparative Example 1]

[0105] A reaction product was obtained in the same manner as in Example 1, except that the CO, gas was not used.
20 mL of the filtered product was heated to 100°C for an hour in a separate flask. GC-FID analysis was performed using
heptane as the internal standard, and a change in purity of 1-octene was confirmed. The results are summarized in the
following Table 1.

[Comparative Example 2]

[0106] The purity of the reaction product was determined in the same manner as in Example 4, except that 2-ethyl-1-
hexanol was used as the catalyst deactivator after the oligomerization reaction in a process simulation. Thereafter, the
separation efficiency of the catalyst inactivator was evaluated. The results are summarized in Table 3. In the process
simulation, because the boiling point of 2-ethylhexanol was distributed between the components to be separated, another
two distillation columns had to be used, and the number of stages each of the seven distillation columns was set to 50.

[Table 1]
Inactivator Pressure/time Purity (%, 1-octene/total C8) of 1-octene
after heating

Example 1 CO, 1 bar/10 minutes 98.93%

Example 2 CO 1 bar/10 minutes 98.91%

Example 3 O, (5% by weight) /N, (95% by | 1 bar/10 minutes 98.88%

weight)

Comparative None - 95.72%

Example 1
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[Table 2]
Example 4 Example 5 Example 6 Comparativ e
Example 2
Solvent (% by 65.2 65.2 65.2 65.2
weight)
Lights (~C4) 8.8 8.8 8.8 8.8
(% by weight)
C6 alpha olefin 5.7 5.7 5.7 5.7
(% by weight)
C8alpha olefin 11.3 11.3 11.3 11.3
(% by weight)
Heavy alpha 9.0 9.0 9.0 9.0
olefins (C10+)
(% by weight)
Catalyst 5 equivalent s based 5 equivalent s based 5 equivalent s based | 5equivalents based
inactivate r on the number of on the number of on the number of on the number of
moles of Al in moles of Al in moles of Al in moles of Al in
cocatalyst cocatalyst cocatalyst cocatalyst
[Table 3]
Exampl | Exampl | Exampl Comparativ e
e4 eb eb Example 2
Number of distillation columns 5 5 5 7
Purity (%) of 1-hexene in oligomerization reaction product 98.84 98.84 98.84 98.84
Purity (%) of 1-octene in oligomerization reaction product 99.40 99.40 99.40 98.90
Evaluation of separation efficiency Condenser heat duty -13.36 -13.36 -13.36 -14.12
of catalyst inactivate r (MMkcal/hr)
Reheater heat duty 14.55 14.54 14.54 15.33
(MMkcal/hr)

[0107] In Table 1, it can be seen that the purity of 1-octene in the oligomerization reaction product was high in all
Examples 1 to 3, compared to that of Comparative Example 1.

[0108] Table 3, when the linear alpha olefins and the catalyst inactivator were separated by distillation, the heat duties
required for the condenser and the reheater in Comparative Example 2 were very higher than those of Examples, and
a larger number of distillation columns were required to prepare the same product because the boiling point of 2-
ethylhexanol was distributed between the components to be separated, compared to those of Examples. That is, it can
be seen that the heat duties required for the condenser and the reheater were higher than those of Examples even when
a larger number of distillation columns were used. Accordingly, increases in the process energy and the number of
distillation columns required to separate the catalyst inactivator from the product were inevitable in the case of Compar-
ative Example 2, which resulted in severely degraded economic feasibility of a process and highly lowered actual industrial
applicability.

[0109] Also,in Table 3, the purity of the finally separated 1-octene was higher in the case of Examples 4 to 6, compared
to that of Comparative Example 2.

[0110] Accordingly, it was confirmed that the catalyst inactivator of the present invention had very excellent separation
efficiency from the oligomerization reaction product, compared to those of Comparative Examples. From these results,
the catalyst inactivator of the present invention is expected to remarkably reduce processing costs because the present
invention may achieve high efficiency and a high added value of an ethylene oligomerization reaction, and is applicable
to actual industries.
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Claims

1.

10.

1.

A method for oligomerizing olefins, the method comprising the steps of:

introducing an oligomerization transition metal catalyst, a cocatalyst, an olefin monomer, and a solvent into a
reactor to perform an olefin oligomerization reaction; and

introducing a catalyst inactivator, which includes an oxygen-containing inorganic material in a gas phase, to a
reaction product of the oligomerization reaction,

wherein the transition metal catalyst is represented by ML1(L2),(X), or MoX1,L15(L2),(X),,

wherein M is a transition metal, L' is a heteroligand, L2 is an organic ligand, X and X' are each independently
a halogen, p is an integer of 0 or 1 or more, q is an integer of (oxidation number of M - p), y is an integer of 2
or more, and z is an integer of (2 x oxidation number of M) -y,

and wherein the heteroligand L has a P-C-C-P backbone structure represented by the following Formula 3:

[Pormala 3]
RE RS
‘ i
R% R
i3 i

wherein R51 to R54 are each independently a hydrocarbyl, a substituted hydrocarbyl, a heterohydrocarbyl, or a
subst ituted heterohydrocarbyl;

RS55 and R56 are each independently a hydrocarbyl or a substituted hydrocarbyl, or R55 and R56 may be taken
together via hydrocarbylene, substituted hydrocarbylene, heterohydrocarbylene, or substituted heterohydro-
carbylene to form a ring.

The method of claim 1, wherein the oxygen-containing inorganic material is in a gas phase at 25°C and 101.325
kPa (1 atm).

The method of claim 1, wherein the oxygen-containing inorganic material is O,, CO,, CO, H,0, NO,, SO,, or a
mixture thereof.

The method of claim 1, wherein the oxygen-containing inorganic material is O, or CO.,.

The method of claim 1, wherein the catalyst inactivator includes 0.5 to 100% by weight of the oxygen-containing
inorganic material.

The method of claim 1, wherein the introducing of the catalyst inactivator is performed at 80°C to 100°C.

The method of claim 1, further comprising, after the introducing of the catalyst inactivator:
subjecting a gel- or solid-phase component including an inactivated catalyst to solid-liquid separation.

The method of claim 1, further comprising, after the introducing of the catalyst inactivator:
separating an unreacted catalyst inactivator by distillation or adsorption.

The method of claim 1, further comprising:
recirculating the reaction product, which includes an unreacted olefin monomer in the introducing of the catalyst

inactivator, to perform the oligomerization reaction.

The method of claim 9, wherein, in the recirculating of the reaction product, the catalyst inactivator in the reaction
product including the unreacted olefin monomer is removed by adsorption.

The method of claim 1, wherein 1-octene is included at 30% by weight or more, based on 100% by weight of linear
alpha olefins in the reaction product of the oligomerization reaction.
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The method of claim 1, wherein the cocatalyst is an aluminum compound, an organoaluminoxane, an organoboron
compound, or a mixture thereof.

The method of claim 12, wherein an amount of the introduced catalyst inactivator is such an amount that an amount
of the oxygen-containing inorganic material in the catalyst inactivator is 1 to 50 times higher than the total number
of moles of aluminum, boron, or a combination thereof in the cocatalyst based on the number of moles.

The method of claim 1, wherein the olefin monomer is ethylene, and the oligomers include a mixture of C4-C40
linear alpha olefins.

Patentanspriiche

1.

Verfahren zur Oligomerisierung von Olefinen, wobei das Verfahren die folgenden Schritte umfasst:

Einbringen eines Oligomerisierungs-Ubergangsmetallkatalysators, eines Cokatalysators, eines Olefinmono-
mers und eines Lésungsmittels in einen Reaktor, um eine Olefin-Oligomerisierungsreaktion durchzufiihren; und
Einbringen eines Katalysator-Inaktivators, der ein sauerstoffhaltiges anorganisches Material in einer Gasphase
enthalt, in ein Reaktionsprodukt der Oligomerisierungsreaktion,

wobei der Ubergangsmetallkatalysator dargestellt wird durch ML1(L2),(X), oder MpXT,L1,(L2),(X),,

worin M ein Ubergangsmetall ist, LT ein Heteroligand ist, L2 ein organischer Ligand ist, X und X! jeweils unab-
hangig ein Halogen sind, p eine ganze Zahl von 0 oder 1 oder mehr ist, q eine ganze Zahl von (Oxidationszahl
von M - p)ist, y eine ganze Zahl von 2 oder mehr ist und z eine ganze Zahl von (2 x Oxidationszahl von M) - y ist,
und wobei der Heteroligand L' eine P-C-C-P-Grundgeriststruktur aufweist, die durch die folgende Formel 3
dargestellt wird:

Ry R%
RS ¥

R% R
53 b4
R™ R Formel 3

worin R51 bis R54 jeweils unabhangig voneinander ein Hydroca rbyl, ein substituiertes Hydrocarbyl, ein Hete-
rohydrocarbyl ode r ein substituiertes Heterohydrocarbyl sind;

R55 und R56 jeweils unabhangig voneinander ein Hydrocarbyl oder ein substituiertes Hydrocarbyl sind, oder
R55 und R56 kénnen iber Hydrocarbylen, substituiertes Hydrocarbylen, Heterohydrocarbylen oder substituiertes
Heterohydrocarbylen zusammengenommen werden, um einen Ring zu bilden.

Verfahren nach Anspruch 1, wobei das sauerstoffhaltige anorganische Material bei 25°C und 101,325 kPa (1 atm)
in der Gasphase vorliegt.

Verfahren nach Anspruch 1, wobei das sauerstoffhaltige anorganische Material O,, CO,, CO, H,0, NO,, SO, oder
ein Gemisch davon ist.

Verfahren nach Anspruch 1, wobei das sauerstoffhaltige anorganische Material O, oder CO, ist.

Verfahren nach Anspruch 1, wobei der Katalysator-Inaktivator 0,5 bis 100 Gew.-% des sauerstoffhaltigen anorga-
nischen Materials enthalt.

Verfahren nach Anspruch 1, wobei das Einbringen des Katalysator-Inaktivators bei 80°C bis 100°C erfolgt.
Verfahren nach Anspruch 1, das des Weiteren umfasst, nach dem Einbringen des Katalysator-Inaktivators:
Unterziehen einer Gel- oder Festphasenkomponente, die einen inaktivierten Katalysator enthalt, einer Fest-Flissig-

Trennung.

Verfahren nach Anspruch 1, das des Weiteren umfasst, nach dem Einbringen des Katalysator-Inaktivators:
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Abtrennung eines nicht umgesetzten Katalysator-Inaktivators durch Destillation oder Adsorption.

Verfahren nach Anspruch 1, das des Weiteren umfasst:
Ruckfiihrung des Reaktionsprodukts, das ein nicht umgesetztes Olefinmonomer bei dem Einbringen des Katalysator-
Inaktivators enthalt, um die Oligomerisierungsreaktion durchzufiihren.

Verfahren nach Anspruch 9, wobei bei der Rickfihrung des Reaktionsprodukts der Katalysator-Inaktivator im Re-
aktionsprodukt, das das nicht umgesetzte Olefinmonomer enthalt, durch Adsorption entfernt wird.

Verfahren nach Anspruch 1, wobei 1-Octen zu 30 Gew.-% oder mehr, bezogen auf 100 Gew.-% an linearen Alpha-
Olefinen, im Reaktionsprodukt der Oligomerisierungsreaktion enthalten ist.

Verfahren nach Anspruch 1, wobei der Cokatalysator eine Aluminiumverbindung, ein Organoaluminoxan, eine Or-
ganoborverbindung oder eine Mischung davon ist.

Verfahren nach Anspruch 12, wobei die Menge des eingebrachten Katalysator-Inaktivators so grof3 ist, dass die
Menge des sauerstoffhaltigen anorganischen Materials in dem Katalysator-Inaktivator 1 bis 50 Mal groRer ist als
die Gesamtzahl der Mole von Aluminium, Bor oder einer Kombination davon in dem Cokatalysator, bezogen auf
die Anzahl von Molen.

Verfahren nach Anspruch 1, wobei das Olefinmonomer Ethylen ist und die Oligomere ein Gemisch aus linearen
C4-C40-Alpha-Olefinen enthalten.

Revendications

1.

Procédé d’oligomérisation d’oléfines, le procédé comprenant les étapes suivantes :

introduction d’un catalyseur de métal de transition d’oligomérisation, d’'un cocatalyseur, d’'un monomere d’oléfine
et d’un solvant dans un réacteur pour effectuer une réaction d’oligomérisation d’oléfine ; et

l'introduction d’un inactivateur de catalyseur, qui comprend un matériau inorganique contenant de I'oxygéne
en phase gazeuse, dans un produit de réaction de la réaction d’oligomérisation,

dans lequel le catalyseur de métal de transition est représenté par ML'(L2),(X), ou MpXT,L15(L2)(X),,

dans lequel M est un métal de transition, L' est un hétéroligand, L2 est un ligand organique, X et X! sont chacun
indépendamment un halogéne, p est un nombre entier de 0 ou 1 ou plus, q est un nombre entier de (nombre
d’oxydation de M - p), y est un nombre entier de 2 ou plus, et z est un nombre entier de (2 x nombre d’oxydation
deM)-vy,

et dans lequel I'hétéroligand L a une structure de squelette P-C-C-P représentée par la formule 3 suivante :

[Formule 3]

s sz
Y

X

N
ﬂ“g“\ﬁ“

dans lequel R51 & R54 sont chacun indépendamment un hydrocarbyle, un hydrocarbyle substitué, un hétéro-
hydrocarbyle ou un hétérohydrocarbyle substitué ;

R55 et R56 sont chacun indépendamment un hydrocarbyle ou un hydrocarbyle substitué, ou R55 et R56 peuvent
étre réunis par l'intermédiaire d’un hydrocarbyléne, d’'un hydrocarbyléne substitué, d’'un hétérohydrocarbyléne
ou d’'un hétérohydrocarbyléne substitué pour former un anneau.

Procédé selon la revendication 1, dans lequel le matériau inorganique contenant de 'oxygéne est en phase gazeuse
a 25°C et 101. 325 kPa (1 atm).

Procédé selon la revendication 1, dans lequel la matiére inorganique contenant de 'oxygéne est O,, CO,, CO, H,0,
NO,, SO,, ou un mélange de ceux-ci.
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Procédé selon la revendication 1, dans lequel la matiére inorganique contenant de I'oxygéne est O, ou CO,.

Procédé selon la revendication 1, dans lequel I'inactivateur de catalyseur comprend de 0,5 a 100 % en poids du
matériau inorganique contenant de I'oxygeéne.

Procédé selon la revendication 1, dans lequel I'introduction de l'inactivateur de catalyseur est effectuée a une
température comprise entre 80°C et 100°C.

Procédé selon la revendication 1, comprenant en outre, apres l'introduction de I'inactivateur de catalyseur :
la soumission d’'un composant en phase gel ou solide comprenant un catalyseur inactivé a une séparation solide-
liquide.

Procédé selon la revendication 1, comprenant en outre, apres l'introduction de I'inactivateur de catalyseur :
la séparation d’un inactivateur de catalyseur n’ayant pas réagi par distillation ou adsorption.

Procédé selon la revendication 1, comprenant en outre :
la recirculation du produit de réaction, qui comprend un monomeére d’oléfine n’ayant pas réagi lors de l'introduction
de linactivateur de catalyseur, pour effectuer la réaction d’oligomérisation.

Procédé selon la revendication 9, dans lequel, lors de la recirculation du produit de réaction, I'inactivateur de cata-
lyseur présent dans le produit de réaction, y compris le monomére d’oléfine n’ayant pas réagi, est éliminé par
adsorption.

Procédé selon la revendication 1, dans lequel le 1-octene est inclus a hauteur de 30 % en poids ou plus, sur la base
de 100 % en poids d’alpha oléfines linéaires dans le produit de réaction d’oligomérisation.

Procédé selon la revendication 1, dans lequel le cocatalyseur est un composé d’aluminium, un organoaluminoxane,
un composé organobore ou un mélange de ceux-ci.

Procédé selon la revendication 12, dans lequel la quantité d’'inactivateur de catalyseur introduite est telle que la
quantité de matiere inorganique contenant de I'oxygene dans l'inactivateur de catalyseur estde 1 a 50 fois supérieure
au nombre total de moles d’aluminium, de bore ou d’'une combinaison de ces éléments dans le cocatalyseur par
rapport au nombre de moles.

Procédé selon la revendication 1, dans lequel le monomere oléfine est I'éthyléne, et les oligomeres comprennent
un mélange d’alpha oléfines linéaires C4-C40.
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